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invention have a wefnTh;,* "^J 1 ?^ «* fl» nniscat 
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In the above equation R represents hydrogen or R 
represents a lower ailcyj group of less' than 7 carbon 



15 ^ach^SiV 210 suspended in anTw ^^"ounonia 

■ Sxttable organic Tni^LSr f ydro sea ceased 

^jnJdncij^ thcn^Sfi J crude i.' 

. Example I 
*\ suspension of ^* : . 

* «4ht^ 0 ^ ^ ^ 5^°^^ 
majeiy 25' r^T? and at a temperate «p at " 

- - ■ — - «cu woauca wirn 

atsaued water. After drying in vacuo, there was ob- 
93 tainoi 9.7 g. of 2-hydroxymethylene-dihydrotestcsterone. 
.1 g. of ; 2-hydroxymethykne^ydfotestosterbne was 
dissolved in- 300 cc. of methanol and mixed' with 2.5% 
of ' a 10% palladium on charcoal catalyst. The mixmro 
was hydrogenated at approximately 25° C at atmospheric 
70 pressTirit unril the absorption of hydrogen ceased. The . : 
catalyst was removed by filtration, 1 g. of potassium hy-: : ' 
droxide in 5 cc of water was added to the solution which' . '/ 
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t v v.~~. .m,»A«, R Teoresehts hydtegen or' : R '. cataiysttfas removed by. filtration, 1 g. of potassium hy- ; 
r^J^f^S^ ffi^cay^ j • .; «lro.=dc in 5ec. of water was added to the solution wmch. 
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was then kept for 1 hour at room temperature 2 cc VxmZl* v 

of acetic acid was added, the solvent was completely re- ' „ 1 sample y 

moved under reduced pressure, water was added to the Following the method described in Examples I, n, and 

residue, and the product was extracted with methylene m, 17a-ethyl-dihydrotestosterone was converted into 2a- 

dichloride. .The extract was washed with water, dried 5 me W-17«^yl-dlfaydrptestosterone. 

over anhydrous sodium sulfate and evaporated to dryness Example VI 

under vacuum. The residue was dissolved in benzene a _ , , , 

and transferred to a chromatographic column with 125 ♦ \L nuxture ? f . l of 2-hydraxymemyleneslmydro- 
& of alkaline alumina. The column was washed with wstostcrone, obtained in accordance with Example I, 10 
successive fractions of 100 cc. of benzene, whereupon 10 pyndme and 2 ca of propionic anhydride was al-: 

the desired product was duted from fractions 2 toT at 100111 temperature for 16 hours and 

After evaporating the solvent, the product was crystal- uJ£°l , . T° watcr * The resulting, suspension was 
lized from a mixture acetone-hexane to yield 1 3 e. of eated f ? r 1 011 steam bath to hydrolyze the 
pure 2a-memyl^ydrotestosterone. " excess of propionic anhydride, cooled and extracted with 

methylene dichloride. The extract was consecutively 
Exm P^ U 10 washed with dilute hydrochloric acid, sodium bicarbonate 

2 g. of 24iydroxvmetbyleneKiihydrote^sterone, ob- soI lf tion and w^ dried over anhydrous sodium sulfate 
tamed in accordance with Example I, dissolved in 80 cc ^ cvaporated t0 dryness under vacuum. There was 
of acetic acid was hydrogenated with 1.0 g. of 10% tos obtained the dipropionate of 2-hydroxymethylene- 
palladium on charcoal catalyst under the conditions der 20 f a >' dl !5*^ stero ** which was treated with hydrogen, 
scribed in the previous example. After removing the m met ^ ai101 solna'on; under the conditions desoribed in 
catalyst by filtration, the solvent was evaporated to dry- «™P«X When the uptake of hydrogen ceased, the 
ness under reduced pressure and the residue was mixed ^ ataIyst was Stereo: and the solution was evaporated to 
with 100 cc of methanol and 1 g. of potassium hjxiroxide : dryness under vacuum. Tie residue was dissolved in 
The solution was refluxed for 30 minutes and then diluted 25 a mmur * benzene-hexane, transferred to a chroma- 
with water and extracted with methylene dichloride. The tograpnic column with neutral alumina and the prod- 
extract was washed with water to neutral, dried over an- 1"* was eluted with mixtures benzene-hexane, gradually 
hydrous sodium sulfate and evaporated to dryness under increasing the proportion of benzene in the mature, 
vacuum. Hie residue was dissolved in benzine and Crystallization of the eluates from acetone-hexane yielded 
chromatographed under the conditions described in Ex- 30 the _ TO *°P |0liate of 2«-methyI-dihydrotestosterone. 
ample L Hjere was thus obtained 2i-niethyi-Ji&ydro- We^ claim: 

testosterone. A . process for the production of compounds selected 

p Trm9 „u m :cl ass consisting of 2«-metbyl dmydrotestoster- 

Example m on«v n^jters thereof of hydrocarbon carboxyhc^ 

A mixture of 1 g. of 2-hydroxymethyIc^lfliydro- 35 of 2 to 12 carbon atoms and 2a-methyl 17a-Iower alfcyi 
testosterone, obtained in accordance with the method de- dmydrotestostexone comprising hydrogenating the corre- 
senbed in Example I ( 10 cc. of pyridine and 2 cc of sponding 2^ydr6xymethylene derivatives in the pres- 
acetic anhydride was allowed to react at room tempera- ence of a hydrogenation catalyst selected from the group 
tore for 16 hours and then poured into water. The prod- consisting of palladium and platinum catalyst 
act was extracted with methylene dichloride and washed 4 n r "Hie process of claim 1 wherein the starring ma- 
consecunvely with dilute hydrochloric acid, sodium bi- tcdBl » a tester of 2-hydroxymethyiene dihydro- 
carbonate solution and water, dried and evaporated to testosterone and the product is a 17 -ester of ^a-methyl 
dryness under reduced pressure. There was ttus ob- dihydrotestosterone. 

tained the dracetate of 2-hydraxymethyleneKlmydro- . 3 - The process of claim .1 wherein the starting ma- 
testosterone. 45 teiial ** 2-hydroxymethyiene dmyorotestosterone and the 

Tins diacetate was hydrogenated and then worked up Product is 2a-methyl dihydrotestosterone. 
by the methods described in the previous examples, thus 4 - The process of claim 1 wherein the starting ma- 

prodncmg 2a-methyi^ydiotestosterone, identical to the terial « a Ha-lower alkyl 2-hydroxymethylene dihydro- 
one obtained m accordance with such examples. testosterone and the product is a 17a-lower alkyr 2a- 

Example IV 50 methyl dihydrotestosterone. 

Following the method described in the previous ex- References Cited in the file of this patent 

amples, 17a-raetayl-dmydrot«tosterone was converted Hoae- J A. C <5 rw* m h*r < tote „ 
into 2a,17a^emyl^ydrbtestosterone. 6402? ' Dccember 5 ' 19 S5 ' P 2 ^ 64M- 



